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(57) [Abstract] 

[Structure] A composition prepared by blending a reaction product of an epoxy resin of 
bisphenol A type with phosphoric acid, a polyester, resin containing hydroxyl groups, and a 
methylated melamine resin is used as an undercoat for a precoated metal. 
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[Effect] Excellent adhesive properties, water resistance, and processability. 



[Patent Claims] 



[Claim 1] A thermosetting resin composition for coating comprising a modified epoxy resin(A) 
having a structure obtained by reacting phosphoric acid with epoxy groups of epoxy resin, a 
polyester resin (B) containing hydroxyl groups, a curing agent (C) as the necessary components. 

[Claim 2] The composition as described in claim 1 , wherein the modified epoxy resin (A) has a 
structure obtained by reacting phosphoric acid with an epoxy resin with an epoxy equivalent of 

[Claim 3] The composition as described in Claim 1 or Claim 2, wherein the modified epoxy resin 
(A) is obtained by conducting a reaction of hydroxyl groups bonded to phosphorus atoms in 
phosphoric acid with epoxy groups in the epoxy resin at a ratio of the former to the latter of 0.05- 
0.95 in equivalent ratio. 

[Claim 4] The composition as described in Claim 1, Claim 2, or Claim 3, wherein the polyester 
resm (B) containing hydroxyl groups has a number-average molecular weight of 5,000-30,000. 

[Claim 5] The composition of any one of claims 1 through 4, wherein the curing agent (C) is an 
aminoplast resin or a blocked isocyariate resin. 

[Claim 6] The composition of any one of claims 1 through 5, wherein the modified epoxy resin 
(A), polyester resm (B) containing hydroxyl groups, and curing aeent (C) are compounded at the 
following ratios based on the total of (A)-(C): modified epoxy resin (A) 0.1-20 wt.%, polyester 
resin (B) containing hydroxyl groups 70-95 wt.%, and curing agent (C) 5-70 wt.%. 

[Claim 7] The composition of claim 6 additionally containing a pigment. 

[Claim 8] A coated steel sheet in which the composition described in claim 7 is coated on a steel 
sheet and then a thermosetting resin composition composed of a polyester resin (D) containing 
hydroxyl groups, an aminoplast resin (E), and a pigment (F) is coated as a top layer. 

[Detailed Description of the Invention] 
[0001] 

[Field of Industrial Utilization] The present invention relates to a thermosetting resin 
composition for coatings, more specifically to a resin composition for coatings that can form a 
coating film with excellent processability and moisture resistance and to a coated steel sheet. 

[0002] 

[Prior Art Technology] The so-called precoated metal obtained by coating a steel sheet with a 
thermosetting resin composition for coatings and then with a top layer has been widely used for 
walls, roofs, shutters, and lightweight electric apparatuses. 



[0003] Compositions obtained by combining polyester resins, aminoplast resins or block 

[0004] Furthermore, for example, Japanese Patent Application Laid-open Heisei 2-212569 has 
suggesed a coatmg composition^ 

epoxy resin prepared by conducting a reaction of phosphoric acid and an alcohol ^fh a^epoxv 
resin, and also an acryhc resin or polyester resin, and an aminoplast resin as rest'omp" Tts" 

[0005] 

[Problems Addressed by the Invention] However, combinations of polyester resins and 
aminoplast resms have a sealing ability lower and the performance, such as mS^esistance 

r P r° n J*" 0btained When resin is -d 
^atsfactory for precoated metals. Furthermore, even when the coating composMon 

metaV T CSe PatCnt A PP lication Laid -°P-n Heisei 2-212569 was applied to a precoated 

Sffi «L m ° 1StUre reS,StanCC ^ C ~ -^ance were poor, but also me" 

[0006] Accordingly, it is an object of the present invention to provide a coated steel sheet 
[0007] 

**• f0re8 ° inS in Vi6W ' the inventors ^ve conducted an 
5 ? y 5 6 ( 0Und 11131 a Coatm 8 material with e «ellent adhesive properties and 
obt inln K 3 C ° ated Sfeel Sh6et ^ excelle "t moisture resistance and proceS^ci be 
ob ained by usmg a coating material comprising an epoxy resin modified with pho phoric acid a 

This finding led to the creation of the present invention. components. 

SP US ' ^ l?T inVenti ° n pr0VideS a ^osetting resin composition for coating 

^° Xy Tf (A) ° btained by reaCtin ^ P hos P horic ac * with epoxy Ln a 
ret" a ^ ^ ^ » -» or blocked L/yanate' 

[0009] the present invention also relates to a coated steel sheet obtained by coating the above 
described composition blended with a pigment and the like as a primer coat ^ZntoT^La 

IvS rH f SPhen01 S ' Phen01 n ° VOlak ' CreS01 n ° VOlak ' bi5 P heno1 A SS£ A ' 
glycdyl ether-type epoxy resins or P -methyl-glycidyl ether and other glycidyl ether type epoxy 



resins can be used. The especially preferred among them are glycidyl ether type epoxy resins of 
bisphenol A type. No specific limitation is placed on the epoxy equivalent of those epoxy resins, 
but the preferred epoxy equivalent is within a range of 1 50-5,000 g/eq. Thus, if the epoxy 
equivalent is above 150 g/eq, the adhesive properties and moisture resistance are greatly 
improved. Furthermore, good mutual solubility with the polyester resin (D) containing hydroxyl 
groups^and excellent stability of the coating material are obtained when the epoxy equivalent is 
no more than 5,000 g/eq. The especially preferred is the range of 500-4,000 g/eq because the 
above-mentioned effects are especially good within this range. 

[001 1] The modified epoxy resin (A) used in accordance with the present invention has a 
structure obtained by the reaction of the above-described epoxy resin with phosphoric acid. One 
of the methods for the manufacture of modified epoxy resins, for example, disclosed in Japanese 
Patent Application Laid open Heisei 2-2 1 2569, produces epoxy resins having a structure 
obtained by the reaction of an epoxy resin, phosphoric acid and then with a low-molecular 
alcohol. However, phosphoric acid usually has a reactivity with epoxy groups higher than that 
with low-molecular alcohols. Therefore, a large amount of phosphoric acid is required to obtain 
the above-mentioned openly disclosed structure. As a result, the low-molecular alcohol forms 
excess phosphoric acid compounds and phosphoric acid esters, causing a significant problem of 
reduced adhesive properties. Therefore such phosphoric acid esters are preferably not present in 
the composition. Accordingly, the reaction ratio of hydroxyl groups present in phosphoric acid 
and epoxy resin is preferably such that epoxy groups remain unreacted. More specifically, it is 
preferred that an equivalent ratio of hydroxyl groups bonded to phosphorus atoms and epoxy 
groups be such that the (hydroxyl group)/(epoxy group) = 0.05-0.95. Further, it is especially 
preferred that the above ratio be such that (hydroxyl group)/(epoxy group) = 0.6-0.9. 

[0012] When an alcohol is used as a solvent, there is a possibility of phosphoric acid compounds 
and phosphoric acid esters being formed. However, even if phosphoric ester compounds are 
formed, they will dissociate during heating and drying and will react with the excess epoxy 
groups, causing no degradation of adhesive properties. 

[0013] The polyester resins (B) containing hydroxyl groups in accordance with the present 
invention are straight-chain polyester resins with excess alcohol* component, which consist of a 
dihydric alcohol component such as ethylene glycol, propylene glycol, 1,6-hexanediol, 
diethylene glycol, dipropylene glycol, neopentyl glycol, Newpol BEP series (ethylene oxide 
adducts of bisphenol A, manufactured by Sanyo Chemical Co., Ltd.), Newpol BP series 
(propylene oxide adducts of bisphenol A, manufactured by Sanyo Chemical Co., Ltd.), and the 
like and a dicarboxylic acid such as isophthalic acid, terephthalic acid, fumaric acid, adipic acid, 
azelaic acid, sebacic acid, as well as maleic acid, succinic acid, phthalic acid, tetrahydrophthalic 
acid, hexahydrophthalic acid, and anhydrides thereof. No specific limitation is placed on the 
number-average molecular weight of the resin, but from the standpoint of mutual solubility with 
the modified epoxy resin (A) and coating film performance, it is preferred that the number- 
average molecular weight be within a range of 5,000-30,000. Furthermore, no specific limitation 
is placed on the content ratio of hydroxyl groups in the polyester resin (B) containing hydroxyl 
groups, that was thus obtained. However, from the standpoint of adhesion to steel sheets, it is 
especially preferred that the hydroxyl number (number for solids) be 5—50. 



[0014] Alkylolated urea- formaldehyde resins, alkylolated melamine-formaldehyde resins, 
alkylolated benzoguanamine-formaldehyde resins, and the like can be used as the aminoplast 
resins which are the curing agent (C) in accordance with the present invention. Furthermore, 
examples^of suitable blocked isocyanate resins include toluene diisocyanate, 4,4'- 
diphenylmethane diisocyanate, isophorone diisocyanate, and the like, blocked by phenols, 
lactams, ketoximes, and the like, or combinations thereof. Among those resins, alkylolated 
melamine-formaldehyde resin is especially preferred because of its excellent processability and 
adhesive properties. 

[00 1 5] No specific limitation is placed on the compounding ratio of the modified epoxy resin 
(A), polyester resin (B) containing hydroxyl groups, and curing agent (C). However, from the 
standpoint of adhesive properties and moisture resistance, the content ratio of the modified epoxy 
resin (A) is preferably 0. 1-20 wt.%; from the standpoint of processability and adhesive 
properties, the content ratio of the polyester resin (B) containing hydroxyl groups is preferably 
70-95 wt.%; and from the standpoint of processability and adhesive properties, the content ratio 
of the curing agent (C) is preferably 5-70 wt.%, all the content ratios being based on the total of 
(AHC). "! 

[0016] No specific limitation is placed on the solvents that can be used, and examples of suitable 
solvents include ketones, esters, hydrocarbons, ethers, and alcohols. However, ketones and esters 
are preferred because they demonstrate excellent solubilization ability. Specific examples of 
ketones include isophorone and cyclohexanone, and specific examples of esters include ethyl 
acetate and cellosolve acetate. 

[0017] Well-known pigments and additives can be used, without any specific limitation, in the 
composition in accordance with the present invention. Examples of suitable pigments include 
strontium chromate, titanium dioxide, clay, bentone, and the like. Examples of additives include 
various pigment dispersing agents, viscosity adjusting agents, and the like. 

[0018] The resin composition for coating in accordance with the present invention can be coated 
on a metal substrate such as hot-dip galvanized steel sheets, electrogalvanized steel sheets, tin- 
plated steel sheets, chromium steel, stainless steel, aluminum, and the like by the conventional 
coating methods, for example, roller coating method, spray coating method, and the like. 

[001 9] Curing of the resin composition for coating in accordance with the present invention can 
be conducted within a wide range of from 5 sec to 30 min at a temperature of from 150°C to 
400°C. 

[0020] When the composition in accordance with the present invention is used as an undercoat 
coating material, after it has been coated on a steel sheet by the above-mentioned method, a 
topcoat can be formed by using topcoat coating materials such as acrylic resins, silicone 
polyester resins, polyurethane resins, fluororesins, epoxy resins, polyester resins, and the like. 
Among them, polyester resins are preferred because of their excellent water resistance, corrosion 
resistance, and processability. In particular, when a thermosetting resin composition is used 
which contains a polyester resin (D) containing hydroxyl groups, an aminoplast resin (E), and a 



pigment (F) as the necessary components, the effect of the present invention becomes especially 
significant. 

[0021] Thus, the coated steel sheet in accordance with the present invention can be obtained by 
coating the above-described resin composition for coating on a steel sheet and then coating as a 
topcoat coating material a thermosetting resin composition comprising a polyester resin (D) 
containing hydroxyl groups, an aminoplast resin (E), and a pigment (F) as the necessary 
components. . 

[0022] No specific limitation is placed on the polyester resin (D) containing hydroxyl groups. 
The preferred resins, however, are straight-chain polyester resins with excess alcohol component, 
which consist of a dihydric alcohol component such as ethylene glycol, propylene glycol, 1,6- 
hexanediol, diethylene glycol, dipropylene glycol, neopentyl glycol, and the like and a 
dicarboxylic acid such as isophthalic acid, terephthalic acid, fumaric acid, adipic acid, azelaic 
acid, sebacic acid, as well as maleic acid, succinic acid, phthalic acid, tetrahydrophthalic acid, 
hexahydrophthalic acid, and anhydrides thereof. No specific limitation is placed on the number- 
average molecular weight of the resin, but from the standpoint of coating film performance, it is 
preferred that the number-average molecular weight be within a range of 5,000-30,000. 

[0023] Alkylolated urea-formaldehyde resins, alkylolated melamine-formaldehyde resin, 
alkylolated benzoguanamine-formaldehyde resin, and the like can be used as the aminoplast 
resin (E). Furthermore, examples of suitable blocked isocyanate resins include toluene 
diisocyanate, 4,4 , -diphenylmethane diisocyanate, isophorone diisocyanate, and the like, blocked 
by phenols, lactams, ketoximes, and the like, or combinations thereof. Among those resins, 
alkylolated melamine-formaldehyde resin is especially preferred because of its excellent 
processability and adhesive properties. 

[0024] No specific limitation is placed on pigment (F), and both organic and inorganic pigments 
may be used. Thus, pigments of various colors, such as titanium oxide, iron oxide red, carbon, 
cyanine blue, and the like, can be used according to the application. Furthermore, no specific 
limitation is placed on the additives or compounded substances. Thus, antifoaming agents, 
lubricating agents, pigment-dispersing agents, and the like can be used according to the 
application. Examples of suitable antifoaming agents include vinyl acetate emulsions, acrylic 
emulsions, and the like. Examples of suitable lubricating agents include carnauba wax, 
microcrystalline wax, acrylamide, and the like. Examples of suitable pigment-dispersing agents 
include aikylbenzenesulfonates and the like. Those examples are, however, not limiting. 

[0025] Similarly to the undercoat compositions, well-known coating methods, such as roller 
coating method, spray coating method, and the like can be employed for coating the topcoat 
composition. Cutting of the top coat composition can be conducted within a wide range of from 
5 sec to 30 min and from 1 50°C to 400°C. . 

[0026] No specific limitation is placed on the thickness of the undercoat layer and topcoat layer. 
It is, however, typically preferred that the underlayer thickness be 3-20 jim and that of the 
topcoat layer be 10-30 jam. 



[0027] 



[Examples] The present invention will be described hereinbelow based on examples thereof. In 
the examples, the term "parts" stands for weight parts and "%" stands for "wt.%". 

[0028] Preparation Example 1 (Preparation of modified epoxy resin solution A-l) 

A total of 600 parts of a commercial liquid BPA-type epoxy resin (for example, 
EPICLON 850, trade name, manufactured by Dainippon Ink and Chemicals Co., Ltd.), 200 parts 
of bisphenol A, and 4 parts of 2% aqueous solution of sodium hydroxide were placed in a four- 
neck flask equipped with a stirrer, a thermometer, a nitrogen supply tube, and a reflux cooler, 
and an epoxy resin with an epoxy equivalent of 600 was obtained by conducting the reaction at a 
temperature of 150°C, while introducing nitrogen gas. The epoxy resin was dissolved by adding 
350 parts of xylene, 200 parts of ethylene glycol monobutyl ether, and 200 parts of 1 -buiyl 
alcohol. Upon cooling to a temperature of 80°C, a total of 34 parts of 89% phosphoric acid was 
added and the reaction was conducted until a stable viscosity was obtained. Then, modified 
epoxy resin solution A-l was obtained by adding ethylene glycol monobutyl ether to obtain the 
content ratio of solids of 50%. 

[0029] Preparation Example 2 (Preparation of modified epoxy resin solution A-2) 

A total of 600 parts of a commercial liquid BPA-type epoxy resin (for example, 
EPICLON 850, trade name, manufactured by Dainippon Ink and Chemicals Co., Ltd.), 250 parts 
of bisphenol A, and 4 parts of 2% aqueous solution of sodium hydroxide were placed in a four- 
neck flask equipped with a stirrer, a thermometer, a nitrogen supply tube, and a reflux cooler, 
and an epoxy resin with an epoxy equivalent of 900 was obtained by conducting the reaction at a 
temperature of 150°C, while introducing nitrogen gas. The epoxy resin was dissolved by adding 
350 parts of xylene, 200 parts of ethylene glycol monobutyl ether, and 200 parts of 1 -butyl 
alcohol. Upon cooling to a temperature of 80°C, a total of 24 parts of 89% phosphoric acid was 
added and the reaction was conducted until a stable viscosity was obtained. Then, modified 
epoxy resin solution A-2 was obtained by adding ethylene glycol monobutyl ether to obtain the 
content ratio of solids of 50%. 

[0030] Preparation Example 3 (Preparation of modified epoxy resin solution A-3) 

A total of 500 parts of a commercial liquid BPA-type epoxy resin (for example, 
EPICLON 850, trade name, manufactured by Dainippon Ink and Chemicals Co., Ltd.), 250 parts 
of bisphenol A, and 4 parts of 2% aqueous solution of sodium hydroxide were placed in a four- 
neck flask equipped with a stirrer, a thermometer, a nitrogen supply tube, and a reflux cooler, 
and an epoxy resin with an epoxy equivalent of 2000 was obtained by conducting the reaction at 
a temperature of 160°C, while introducing nitrogen gas. The epoxy resin was dissolved by 
adding 350 parts of xylene, 200 parts of ethylene glycol monobutyl ether, and 200 parts of 1- 
butyl alcohol. Upon cooling to a temperature of 80°C, a total of 10 parts of 89% phosphoric acid 
was added and the reaction was conducted until a stable viscosity was obtained. Then, modified 
epoxy resin solution A-3 was obtained by adding ethylene glycol monobutyl ether to obtain the 
content ratio of solids of 50%. 



[003 1] Preparation Example 4 (Preparation of modified epoxy resin solution B-l) 

FPirr nu^nf T PaftS ° f 3 C ° mmercial Iia - uid BPA -type epoxy resin (for example, 
tPICLON 8M), trade name, manufactured by Dainippon Ink and Chemicals Co., Ltd.), 200 parts 
of bisphenol A, and 4 parts of 2% aqueous solution of sodium hydroxide were placed in a four- 
neck flask equipped with a stirrer, a thermometer, a nitrogen supply tube, and a reflux cooler 

tTlTrrennTnor ^ P0Xy : f qUiV3lent ° f 600 WaS ° btained b * conductin g *° rea ^on at a 

SESST I ™n m ? d u Cing mtrogen g3S - The e P° x y resin was dissolved ^ adding 
350 parts of xylene, 200 parts of ethylene glycol monobutyl ether, and 200 parts of 1 -butyl 

' !r C ° 8 10 3 tem P erature of 80 ° C > a total of 73.4 parts of 89% phosphoric acid was 
added and the reaction was conducted until a stable viscosity was obtained. Then modified 

[0032] Example 1 

° f K P T of modifie<1 ep ° Xy resin S0luti0n A ' l > 44 P 3 * 5 of a solu non of polyester resin 1 
containing hydroxyl groups (Beckolite M-6801 , manufactured by Dainippon Ink and Chemicals 

nf RPA < I 0mP 0 OS : t i? n ; tere P hthalic acid > isophthalic acid, ethylene glycol; EO adduct 

hv M f ' V * y * ^ : t 15) ' 5 Pam ° f meth y Iated diamine resin (Cymel 325, manufactured 
by Mitsui Toatsu Kagaku Kogyo K. K.), 20 parts of strontium chromate. 150 parts of 
cyclohexanone, and 150 parts of Solvesso 100 were mixed to prepare an undercoat coating 
material. The topcoat coating material was prepared by mixing 55 parts of polyester resin 
containing hydroxyl groups (Beckolite 57-206, manufactured by Dainippon Ink and Chemicals 
Co., Ltd monomer composition: terephthalic acid, isophthalic acid, ethylene glycol neopentvl 
glycol, hydroxy value: 30), 5 parts of methylated melamine resin (MS 11, ma2S 

lTl C " emi t CaI C °" Ltd ?' 20 Pam ° f thanium dioxide > 20 Parts of isophorone. The 

tfoTTm Z T g m ^ COat ^° n a ^P ga,Vanized steel sheet with a ^eet thickness 
of 0.6 mm and a zinc coating ratio of 90 g/cm 2 , and the coating was dried for 60 sec at a 

temperature of 200 C to obtain a coating steel sheet with a coating film thickness of 5 urn The 
top > coating ; material was then coated and the coating was dried for 120 sec at a temperature of 

Itii t T 3 C ° ated f l eel Sheet ^ a to P coat ^kness of 1 7 urn and a total thickness of the 
undercoat and topcoat of 23 um. 

[0033] Example 2 

1T£ l^nff ^ ? ateri r al T prCpared by mixing 2 partS ° f modified e P° x y resi * ^lution 
mifLCi hv n °f polyester resin containing hydroxyl groups (Beckolite M-6801, 
S ^ by D f am, PPO n u Ink ^ d Chemicals Co., Ltd.), 5 parts of methylated melamine resin 

Somite 5^ r^ y ^ 

chromate b parts of cyclohexanone, and 15 parts of Solvesso 100. A coating material of the 
same composition as ,n Example 1 was used for the topcoat coating material.^ coalg was 
conducted by the same method as in Example 1 . 8 W 

[0034] Example 3 



An undercoat coating material was prepared by mixing 5 parts of modified epoxy resin solution 
A-l, 40 parts of a solution of polyester resin containing hydroxyl groups (Beckolite M-6801 
rnanufactured by Dainippon Ink and Chemicals Co., Ltd.), 5 parts of methylated melamine resin 
(Cymel -325, manufactured by Mitsui Toatsu Kagaku Kogyo K. K), 20 parts of strontium 
chromate, 15 parts of cyclohexanone, and 15 parts of Solvesso 100. A coating material of the 
same composition as m Example 1 was used for the topcoat coating material. The coating was 
conducted by the same method as in Example 1. 

[0035] Example 4 

Anoindercoat coating material was prepared by mixing 2 parts of modified epoxy resin solution 
A-2, 43 parts of a solution of polyester resin containing hydroxvl groups (Beckolite M-680 1 
manufactured by Dainippon Ink and Chemicals Co., Ltd.), 5 parts of methylated melamine resin 
(Cymel 325, manufactured by Mitsui Toatsu Kagaku Kogyo K. K), 20 parts of strontium 
chromate, 15 parts of cyclohexanone, and 15 parts of Solvesso 100. A coating material of the 
same composition as in Example 1 was used for the topcoat coating material. The coating was ' 
conducted by the same method as in Example 1. 

[0036] Example 5 

An undercoat coating material was prepared by mixing 2 parts of modified epoxy resin solution 
Ao, 43 parts of a solution of polyester resin containing hydroxyl groups (Beckolite M-6801 
manufactured by Dainippon Ink and Chemicals Co., Ltd.), 5 parts of methylated melamine resin 
(Cymel 325, manufactured by Mitsui Toatsu Kagaku Kogyo K. K), 20 parts of strontium 
chromate, 15 parts of cyclohexanone, and 15 parts of Solvesso 100. A coating material of the 
same composition as m Example 1 was used for the topcoat coating material. The coating was 
conducted by the same method as in Example 1. 

[0037] Comparative Example 1 

An undercoat coating material was prepared by mixing 45 parts of a solution of polyester resin 
containing hydroxyl groups (Beckolite M-6801, manufactured by Dainippon Ink and Chemicals 
U>., Ltd.), 5 parts of methylated melamine resin (Cymel 325, manufactured by Mitsui Toatsu 
Kagaku Kogyo K. K.), 20 parts of strontium chromate, 15 parts of cyclohexanone, and 15 parts 
of Solvesso 100. A coating material of the same composition as in Example 1 was used for the 
topcoat coating material. The coating was conducted by the same method as in Example 1. 

[0038] Comparative Example 2 

An undercoat coating material was prepared by mixing 2 parts of epoxy resin solution (solids 
50 /o) prior to the reaction with phosphoric acid, which was synthesized in Preparation Example 
1. 4 j parts of a solution of polyester resin containing hydroxyl groups (Beckolite M-6801 
rnanufactured by Dainippon Ink and Chemicals Co., Ltd.), 5 parts of methylated melamine resin 
(Cymel j2i, manufactured by Mitsui Toatsu Kagaku Kogyo K. K), 20 parts of strontium 
chromate, 15 parts of cyclohexanone, and 15 parts of Solvesso 100. A coating material of the 



same composition as in Example 1 was used for the topcoat coating material. The coating was 
conducted by the same method as in Example 1. 



[0039] Comparative Example 3 

An undercoat coating material was prepared by mixing 2 parts of modified epoxy resin solution 
B-l, 43 parts of a solution of polyester resin containing hydroxyl groups (Beckolite M-6801, 
manufactured by Dainippon Ink and Chemicals Co., Ltd.), 5 parts of methylated melamine resin 
(Cymel 325, manufactured by Mitsui Toatsu Kagaku Kogyo K. K.), 20 parts of strontium 
chromate, 1 5 parts of cyclohexanone, and 1 5 parts of Solvesso 1 00. A coating material of the 
same composition as in Example 1 was used for the topcoat coating material. The coating was 
conducted by the same method as in Example 1. 

[0040] Physical properties of coating films on the coated steel sheets obtained in Examples 1-5 
and Comparative Examples 1-3 were tested. The results are shown in Table 1 and Table 2. The 
tests of physical properties of the coating films were conducted by the following methods. 

[004 1 ] ' • Stability of coating material: all coating materials were stored for 1 month at a 
temperature of 40°C and then observations of separation and gelling state in the coating materials 
were conducted. The evaluation criteria were as follows. 

®: no abnormalities 
O: slight setting 

A : setting (soft cake) 
x : setting (hard cake) 

[0042] - Processability: an 0T bending test was conducted at 25°C and the presence of cracks in 
the processing zone was observed. The evaluation criteria were as follows. 

® : no abnormalities 

O : slight cracking was observed with a 20x magnifying glass 
A : cracks appeared 
x : coating film peeled 

[0043] • Moisture resistance: flat portion was examined after 240 h at 45°C, 98%RH have 
elapsed. The evaluation criteria were as follows. 

• : no abnormalities; evaluation 10 according to ASTM D-714 
O : gloss decrease; evaluation 1 0 according to ASTM D-7 14 

A : no abnormalities in visual inspection, slight cracking was observed with a 20x magnifying 
glass; evaluation 10 according to ASTM D-714 

x : bulging is observed in visual inspection; evaluation 8F according to ASTM D-714 



[0044] ... Corrosion resistance: a salt water spraying test was conducted at a temperature of 40°C 
and the cut section surface was observed after 240 h. The evaluation criteria were as follows. 

[0045] @ : no abnormalities 

O : white rust appeared, no bulging 

A : red rust appeared, no bulging 
x : bulging 

[0046] 

[Table 1] 

Table 1 , Testing of physical properties of coating film on coated steel sheet 
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[0047] 
[Table 2] 

Table 2. Testing of physical properties of coating film on coated steel sheet 
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[0048] Effect of the Invention] The object of the present invention is to provide a coated steel 
sheet which demonstrates excellent adhesion of the coating to the steel sheet and stability of the 
coating material and also excellent water resistance and processability as a precoated metal 
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i§«*«3] ^tt^uK^^iig (a) mwtamm 

Wl%/&%1fi%§LitV0. 0 5~0. 9 5i£5«iJ 

. . 

.[MN&U')' *&g^W#!>^*7vM8JIg (B) *V 
gy-tyfrttS, 0 0 0~3 0, 0 0 0<D*> 5 IS 

tf«*^5j sgftaspj (c) » x rs/V?* hwsg* 
fcii^n k-y ^>t*- hmm-?bzn*.i§. i ~4 

y^T/HSfll (B) *s<fctf«Hfc3J (C) 

(a) ~ co ©^fHcatt-afte-e, £tt^#* 

;>»JI§ (A) #p. l~20fia%, Tk&S^frstfy^ 
. *7VW#fJ!t (B) #7 0~9 5gf:%, ffifcffl (C) # 
5~7 0mi;%-C*)S»*^l~5 WMtV^lOjcre« 

.'[MM 7 j J&K, 'llft*«4<*-6||*a 6 IE«twffi 
■ $$5. . 

U ftV^-TMcjWS^JKtta^y^lg' (D) t. TS 
;77XY®m (E) M** (F) t*»e>*5fR«S^ 
tt»flgi|i^£±&D Lfcfcg^lfo 

[0 0 0 1] 

«*khu $e>iwg*u<ii, mite, wtitticgtufc 

[0 0 0 2] 

HMm>M S«RtfRBIfl:tt»«ffl»a§iB^«»«r^ 
<fi£ffl£*vO>5. 

[0003] "t»9 ifowijiMMeaoi 

[ 0 0 0 4 ] * fc> 1 a -> ffc_hlf ffi©^^Ef»^ t L 
t> #Jx.«1§B3^2-2 1 2 5 6 9 ^faiCtt, ^jtf* 



? j ■fyxvmmb zmmtfL&ki-z *>©awb*vc 

1^5. ■ 
[0005] 

[3&ISas»fcL<fcp£-rS£J8] La»Lfc# £>, #y a" 

L1t®£\zlt&l,T, *»ttlcS t < 
RStt^cOttffitfiTUTyup-7 1 w -y U 
Xti^ffi&tthWhZ. #M¥2-2 1256 

vHcjSJBLfcS-g-fc, ffiK<0»Stt&U»fttttc^5 
fife, ^©^ttKfc&SfcOrCfcofc. 

[0006] xmrnrnteLZib-tzzmti., ®&t 

tt»c«Jx5^»E«rfi«-rsri:{r$,5 0 . 
[0 0 0 7] 

[^JB«:«ft-t-/5fc«)©¥S] #3§9J3i»i, ±EWttE 

»t , ' y ^^xv^si i iH&jm t z&m 

[0 0 0 8] -r^t>*>*^^i4, 'i*'*?^ir»fcjiiwi«r' 

•RJfc**T*feft.5*tt*#*v*M8 (A) , 

^•zKyix^x/^i (b) , rsyy?^ h«a§tL< 

tt^toy* K-f y^T*-'HnS«r«fldW (O 

[0009] $ fefctt±WMi*jyii«#«rE#L-C7' 

ixf;« (D) TX/rfy* hjgfflg (E) t, 
•»-(F) t*»5>*5SR«fttt«J(l»^i»Sr±S«) Lfc 

[00 1 0] '*»WteJ8»*6«4:n#*->*r« (A) 

t£\?X7 1> — A'A, If* 7i >— /UF , If* 7 x / — 

SUA/ #7 vt^nify 'y'j/vs.— r>l"l> 

. . u < ii $ - * ?vi>- ^ y i/^/n-=-x/i^co ^ y 

SS(*!RFlC^J(l$tt5t<or(4^l/^, 1 5 0~5, 0 
00g/eq-C.5:i#»tU\ EP*>, 1 5 0g/e 
q Rhic-f 5 i t K i'9 *«tt» WffittiiS* b < [6] ± 
U *fc, 5, OOOg/eqetTtC-fSit^i!)* 

■***#y«fA*« (d) ioft&ttawtft 

T$)5.^P>«FlC5 0 0~4 ( OOOg/eqroW 



[0 0 1 1] *ISW^^i^ttuK*i^Sg (A) 

1-5. «tta#*^»**5lrt-5 1*ati:LTtt, 
;ttffttiE#P¥2 - 2 1 2 5 6 g^flilJlfcV-'-C, n:/J< 

'.■C v .<MttttfiTS*5a*j5eSIWB*r«*i-at>'©-e 
57KK*t«^l;lt-e % o. 0 5 

~ o . 95i #s b< ttfr-?h*.mm/^. 

#*c~>m= 0 . 6 ~ 0 . 9 t *SSiJ-a-^#{C0* LV>. 

[ooi 2i mMh^TY/i'='-/ui:fcmLitm&Mm 
#»*?f /Hk**jgrtufct LrtapjRittttwij:" 

lift* UT«*J©:=->K*.->£ t S*&i-«.©7?«*ttttlS 
[0 0 1 3] ^Wic*J(t5*KS^5Ky^^x/W^ 

flg (b) tt. m*.ti^3-uisy}) =z-,^ -ftniui/y 
-)v. = 3 .- j k-/vb e p v- y -x (HflMfcdai© 

A-B P~>y -X (H#ftfiejS©lf^7a:/-/PA03yn 

t u >-;**im 'KftJn*) 2 m7>vzx—>vfc% t v 
▼ xh^t Kb7^ 

r-t? ■t^i'^^o 2 « v®> t h & 

(A) .ttKtttt«»'&5, 0-0 0-3 0, 0 

(B) 'e*ia£*?ii4»KR«&*iSfc. 

[0 0 14] *^W(c*3lt5g!^J (C) COT 5 /77 
TA"*n — /Wb.* 7 ? i^-^AT/Vf* t.'KWflg,.' . 



[0 0 15] m&*#*^®B§ (A) *g&£^f #y 
^Tvi'SfjJi (b) fcittsgftflj (c) ''^E^Wfrflu 
4*fcK££ft5fc©Tfifcv\SS, (a) ~ (c) co-g-H- 
i-*f1-5S>J-g-C, (A) tfSittt, It 

fflt e> o . i ~ 2 o as%, yi7 

7VM»JiM (B) *SJnitt, ««e©^?>7 0~9 5« 
(C) jWBItt, ««tt<0^t, 5-7.0 

[0 0 16] fflV^r tO-C#5^Jt LTTIi, ttKM 

[o o i 7] ^wwffifigfetcii, ^*nco®ifsf, ^in^j 
^L«x h d V A ;7 n p« -> % 9 

[0018] ^W<??S[Sffl»Kffl^%l±S^©^ji 
fll;itfn— ^y"w— =i-h^tcJ;oT, 

SW^^fi^ilM^y- y^aifi. 

ft/s'.+SKS, ^n— xfyi/^Jl r^$ = i7 

[0 0 19] *^WW^Sffl^»«i^*cofiE{ktt, 15 
0 ~ 4 0 0 'CICfcl^T 5 #~ 3 O ^03*gj£V >«6ffi-CfT 3 

[0 0 2 0] JEfc. *58WO«Ufefe^T*9S^i:U 

»9ffl«l*i:ur,-T^»/nir» : . ->y =^yx^ 
a«j» % #y ^u^^Bfjii, 7 7$m ai^i/fi} 

Jg, ^y^^x/PWgg^s^lf 
tts W^tt^<toy)0XttlcflEti.5^f ) 5Ky3i^7 1 /i'« 
«f(C 7KKS^#jKy3ix-r^«t]Jg . 
(D) t,-75/7 , ^H«| (E) t. mn (F) i. 

[0021] nt> v MKic±%u^ttausMriiisuK*.«f 

z-T'T-frWfe (D) t, T5/^7^h»SM (E) 

(F) iSr£^^t1-55»«Efttt»«Mll^«jife» 

[0 0 2 2] TKKS^W^y^r/HSfll (D) i: tT 



-3- 



/nfuv^!)a-;K 1, 
— A\ S*x?-uy^y •=»— >K y^nVpy^!) =*— 
A\ ^^Vf-A^y =— A^©2ffiT/V= — frfiLft 

^**fc KB7*A^:fc<);tfi;txP>©il7kW3£ 

^Stt, ^etttBd» 6 5, 0 0 0-3 0, 0 0 0©SSB 
##* UV 

[00 2 3] T^/-f7* hmSi (E) iVCHt, TA- 

5o y b ? ? K-f y i^r^- MMRii: h/voi> 
$V y fT*- h , 4 , . 4 ' -&y =.->\<* * y 

^f-#ixA^*jiutme>wffi^ 

*»r t> fctefliitt, b T;\>* b -a- 

I o o 2 4 ] gift '(F). t LTtt, 

■■*K'o^-ct>»Kijiss-jx5 *>©-?(*#< v ffi&iasx 

?H*&SI©«i LTftg^A^-TA^g 7* y A< 

^ ^ o ? y y y ? v 9 x ; y A'Kt-vw 
KSas, awMHRfttiefU: LTTA^A^y-tfy-;*^* 

©-ettftw . 

[ 0 0 2 5 ] ±&jj ffl»^%ro^«*feW:T» t> ffliffljfc . 

=»— h^i^io -c&art- « r & #-e'# . ±& *> : mmatm 
<omithT&9%n&.Q>twim\c. 1 5 o~4 0 otK 
*5wr 5#~3 o&rottisvftii-efr.s rias-ets.. 

[0 0 2 6] T^«5St±^D®<0KJltt, WKBUEf ' 
5 fc©^li*V*#, -)J9:WlCttT^ ♦) II 3 ~ 2 0 /* m, 
ii0ttlO~3 0iJm*9tU\ 

[0 0 2 7] 

[00 2 8] fiitW 1 i/fflgg&jSA- 1 © 

seg) 

am asth 33£$A#/sfc#»s£ Affixes 



. &ff E PIC L ON 8 50: AB^ V*^I||t*SC 
#ttj§i&£) 6 O 0SB, ^7xy-^'AZO0*; 2 
%imiti- Y 9 ^A*S*4SBSrft5iA>-C, gi&tf** 
aiXLfcase) 1 5 0^T?S^tTiJK*V^a6 00© 

. *i>l'>'3 5 0«,ifVy>!l =»' 

— A^y y=^j^-7-jv2 o osb, i - y^vi'T — 

A>2 0 OHfcfllljtTSjftLfc. 8 OtlCftSlLTS 9% 
W»3 4ff««lDU £)£fttta£#.&£-eR£Lfc© 

xlJ-uv? 5 a-/Hey -ff-frzx.— r>w-CH^5 . 

[0029] 2 (Stt^^lBJiM&ifcA- 2 © , 

Sit) ■ 

^077^ = 1:. rfj|R©««BPASI^^^»flt 
X.ISE P I C L O N 8 5 0 : 7C 0 V^{t^XI!lt*5t' 
#tti8)i8.£) 6 O Ogp, tr^7i/r- /VA2 5 2 
%*WS"*-> !I 9A*««4»*tB&A/TV **Jlf:^*r- 
^AL4ii5 t) 1 5 0 < C-e5t£:L.T^5f?^->^g9 0 0© 
^^*i^WffiSr#» #->^3 5 oe5, jc^w^^y = 
— /w* y -7'=1-)\,3-—t)V 2 0 0SL 1 -y^ywr/wa— 
>2 0 pa5«:injt-CS§#Ufc <i 8 O^ClCft^JL-CS 9% 
g&2 4*f ftlnU Jf3£^aSr#5*.T?R«Lfc© 
a:^u-v^!> a-zw^y^/v-oi-x/w-cH^s 
0 % K ft 5 J: 5 US LT3Ett3i>K* > WfflSST A - 2 & 

[ 0 0 3 0] ®{jg«»l3 (S6ttai#^^«r«»«A- 3 © 
Kit) ' --' 

oq7Wa6. llWOW^B'PAffl*'****** 
^.liE P I C L ON 8 5 0 : 7C B *4 >*it¥Xtm& 
^FSfi*) 5O0SP, f^7i/- ;VA2 5 0Si5, 2 

^ALft^Pj 1 6 0 < CT?5^t-C^3K^vafi2 0 0 0 
W^sjfdf-^jjgSr^ *i/i/^3 5 0», xfi/y/D 
3— ;«;7'^i- ^^2 0 0S5, l-yf-/WT/W= 
-/W2 0 0gB&&l;l-Cjgfl?Lfc, 8 0 "Ctd^ LT 8 9 
%jH|K 1 0 L,. ^«ft)(4S*^5 * Lfc 

5 0%Jdft5i SMILfTaStti^S^WMKA- 3 

[003 1] S^W 4 (£«kx# ^'/HIKKB - 1 © 
Sit) 

. OP-77^3C, ftfSR©«^B P Afflat^^^at 
itfEPICLON85.0 :*B*-f^*flI*nyWISC 
^tt^fi*) 6 0 0tFBx ^7i-/-^A2 0 OH, 2 
%*^k^hy •7A7KSa4HSrttiiA/-C, 
lAUiiU 5 0 < C-eS^tt^^ri/S46 0 0© 



>V2 p 0»*lD*T*#Ufc. 8 0tl£ft31UT8 9% 

#5 p%kft«i ^Mu'T»A3K^^wnkB- 

lSr^o . . . 

[ 0 0 3 2 ] %mm i 

W£*j**wmmk^ i i i im&^x » * 

bM-6 8 0 1 J ^ey -e— : ^U^^/w 
.»,"^V7^/i« % xfU^Ja-^;.B.PAOEO 
#J)Pft;-*iia<IS.: 8-15) 4 4ft. 5 
v*I8 (H#j|tEft*x3H*^tt«*^^yv3 2 5)- 
51 ^hoyf 2 01 

■t^v 15 085, y^yyioo. i50S*s^ 
****** (*-B*>f-^^k*i3Hfb6^tl« 

." r ^3?^ 7-2 0 6 J ^ey-^— *J5ft"; f^7^. . 
■A^y *§£g« : 3 0) 5 51 **f-Mt* 7 

^yffimmm en**- ^ ^/^^ttsjMs ids 

Ifl5, Mf^y2 0l ■ Vv*n>'2 0 8SS:a^LTSI 
SibfCo '^BftS9 0g/^/4W0..-6^OffiH 

ffi^y y*«WRtc; T«^fe»MfcS6L2 o oncx 6 o 
±i^i^iit2 4 0t:x i 2 o^saftbr&K 

J? 1 7 |i m N T» 9 fc ±» 9 ^ff 2 3 /z m<Z>|fe3&9ttK£r- 

[0033] mmm2 : 

T'MMWStt (*B*>r :<*ffc*x*t*5$#tfcail 

= hM-6 8 0 1J ) 4 3S/^f)Wfc^7^y« 
IB (H#mjE^^X^flc^ffi|Si1h^ y /U 3 2 5)5 
1 * bn^^A^py— h 2 0& v^n^Hf . 
15S, y^yyiOO 15SBSrS-&LTT 

[00 34] HlfeW3 

JEttai3jf^^»iB»« A - l 51 1) ^ 

.ya9-OM-6 80 1j) 4 01 * ^>Hfc* ? 5 :/ . 
ttfll (H#*flEft^X^«c^ttSJt^ y A>"3 2 5)5 
1 * hnyff)A^n^ h 2 0§U i/^D^^rf-. 

y^s/yiOO 1 5gB£jg-&LTT 
fc9fe*Mr«RLfco ±»9»»Ktt; §HI60!llJ:l^- 

[0 0 3 5] »BS«4 

a«fe3:#*i/«niB»»A- 2 2 a, *»ssw# y ^ 



hM-6 8 0 1J ) 4 31 y^Wty^^V 
liriB (H#3ltEft*l3^^a«*>f^3.2 5) 5 
1 ^ hoyf !>A^b^' — K 2 OM V^n^^i^ 

i5i y^^yioo i5S^ut 
. m 9 iff*** L*: 0 ±fif 9 Wfc 1 - . i: H 

[0 0 3 6] H1S0J5 

m&^#*ismm&WA- 3 21. y 

y = 5>r hM-6 8 0 1 j ) 4 31 /f/W^7^ 

mm (=#«fffl:*i«**^tt«*>f 25) 5 

1 ^ hnyf !>A^n^ — h 20^ i/^n^v^f- 
/y 151 y/u^ y y 10 0 1 SSSriS^UTT 
£ 9 fetf £p§g L/Co ±^9 ftSfctt, ' jftfeffl 1 . £ . 

[0037] \mm\ 

ymmtttf y ±*TA<mmmti (* b *>r v^b^x 

^tc^ttfi r^s/37^>M-68 0 11 ) .4 51 
^'MW 9 S ^» (H^JEfk^X^^tt®^ 
^y/^3 2 5) ^hayf^A^ny-h 20 

§5 v^n^i^/> i5i y.Myyioo 1 

5»«r»^L"Ci«9»H-^llllLfc 0 ±^9^(c: 
1. bm-3f&-?mMLtz 0 

[0038] tmmz 

*» (1^5 0%) 21 *KX^sKy^xyv»-' 

Bffift- (^B*-r>^{b^x^»S:^tfcsa. w y3 ?< 

hM-6'80 1j ) 4 31 y^/Hfcy y^^mm (H 

#mmft*x»»sc#tt»*-f y 3 25) 5 1 ^ b 
pyf^^ny-h 2 0^.^P^f/y l 
si y^yyioo i sn&m&isXTmvmn 

[0 0 3 9] Jt««3 
.*tt^**^ll»»B--'l 21 y a:. 

^^WJBJffiK (*B*>f v^ft^x*K*^tt«" r^< 
y = 8 0 1J ) 4 31 ^f^fty?5.j/" 

Will (H**jE^X*^^tt53^y/W3 2 5) 5 
1 ^ Fnyf i^A^u^- h 20S6 i^n^^rif 

/y is! -y/i^yy 100 ism^u-ct 

» 9 Ufc. ±»9*»fctt, -MLMl fcPI— 

[0040] SJ608l~5, Jt«.0!l-3"C»fo*Lfc»-' 
fc 0 MHWtWlt*©*ft-e*tlfc. 
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[004 1J- : IH 4 O'tic 

6 : mMctkfe . ■;- 

a : wt iyy h*r-*Y 

[0 0 4 2] -anHf : 0T<O#r9!fi«fi*&£2 

© 

O : 2 Otero^--*-?^^? 7 y * 
A : ^75> 

.x. ; tumrn- 

[0 0 4 3] -Rfitt: 4 5=0, 9 8%RH»CT2 4 0 



© . : U ASTM D-714ICi 10 

O : 3fetR{£T. v ASTM D-714l-«t5fFffi 1 0 
A rl&RTttJMMeU 2 0«<Oyw-^-C«A^7^ 
• I^SrJttBx ASTM D-714{ci4fMBl'0-' 
x : ASTM D-7HK£5ffffi8 F 

[00441 • W&tt : 4 0 TCfcTJfi*iS8tt»S:fT 
v\ 2 4OJ*m«0<9»miii«:«*lfc. WJtSiPttfc 

[0 0 4 5] © -.gftfiL 
Q 
A 

x 



[0 04 6] 
[*U 



$-1 &gfc«©&Bt«»fliK(& 



[0 0 4 7] 
[3c2] 
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